We use a modified cathodic arc deposition technique, including an electromagnetic coil that introduces a magnetic field in the vicinity of the source, to study its influence on the growth of (Ti0.36Al0.64)N coatings. By increasing the strength of the magnetic field produced by the coil, the cathode arc spots are steered toward the edge of the cathode, and the electrons are guided to an annular anode surrounding the cathode. As a result, the plasma density between the cathode and substrate decreased, which was observed as a lateral spread of the plasma plume, and a reduction of the deposition rate. Optical emission spectroscopy shows reduced intensities of all recorded plasma species when the magnetic field is increased due to a lower number of collisions resulting in excitation. We note a charge-to-mass ratio decrease of 12% when the magnetic field is increased, which is likely caused by a reduced degree of gas phase ionization, mainly through a decrease in N2 ionization. (Ti0.36Al0.64)N coatings grown at different plasma densities show considerable variations in grain size and phase composition. Two growth modes were identified, resulting in coatings with (i) a fine-grained glassy cubic and wurtzite phase mixture when deposited with a weak magnetic field, and (ii) a coarse-grained columnar cubic phase with a strong magnetic field. The latter conditions result in lower energy flux to the coating's growth front, which suppresses surface diffusion and favors the formation of c-(Ti,Al)N solid solutions over phase segregated c-TiN and w-AlN.
Introduction
(Ti,Al)N exhibits high hardness which, in combination with excellent corrosion and wear resistance properties, makes it a suitable tool coating material for a wide range of metal-cutting applications under harsh operating conditions [1] [2] [3] [4] . Although the solubility of Al in TiN is very limited [5] [6] [7] , the growth of metastable cubic B1 structured (c-(Ti,Al)N) solid solutions is possible under non-equilibrium conditions by, for example, physical vapor deposition techniques [7, 8] . At elevated temperatures, solid solution c-(Ti,Al)N undergoes spinodal decomposition into coherent c-TiN or c-AlN rich domains [2] . The coherency strains and elastic property difference between c-TiN and c-AlN domains act as barriers for dislocation movement, resulting in age hardening [9] [10] [11] and improved mechanical coating properties while retaining a high oxidation resistance [2, 3, 8, [12] [13] [14] , which has been associated with the formation of a protective Al2O3/TiOx layer [15, 16] .
At even higher temperature, c-AlN transforms to a wurtzite (B4) structured w-AlN by a nucleation and growth mechanism [17] , which is detrimental to the hardness and wear resistance of the coating [4, 18, 19] . Besides understanding the effects of temperature and pressure on phase stability [20] [21] [22] , large efforts have been made to suppress the c-AlN to w-AlN phase transformation. Such efforts include the modification of coating architecture [23] , the addition of alloying elements [24] , and defect engineering [25] .
It has been demonstrated that tuning of the plasma properties during growth by physical vapor deposition techniques can be used to control the growth of coatings and their corresponding properties. Greczynski et al. [26] reported the possibility of controlling the phase composition and hardness of (Ti,Al)N coatings by varying the ion-to-neutral ratios of Ti and Al species using a hybrid high-power impulse magnetron sputtering (HiPIMS)/magnetron deposition setup. Similarly, Mayrhofer et al. [27] observed variations in crystallographic orientation (texture) and hardness by regulation of the ion-to-Ti flux ratio in magnetron sputter deposition of (Ti,Al)N. Through a particular deposition setup, Andersson et al. [28] have shown that the applied magnetic field used to steer the arc on the cathode surface significantly influences the plasma ionization degree, the confinement of highly energetic electrons in front of the cathode, and the energy transfer of impinging species at the coating growth front.
The aim of this work is to investigate the influence of varying arc guiding magnetic field generated by an assembly of permanent magnets and an electromagnetic coil located behind the arc source on the cathode spot movement, plasma properties, and the growth of Ti0.36Al0.64N coatings. The deposited coatings were evaluated in terms of grain size, phase content, surface morphology, residual stress and hardness.
Materials and Methods
The depositions were performed using an industrial arc deposition system (Oerlikon Balzers Innova, Balzers, Liechtenstein) equipped with six 160-mm circular arc sources mounted on the chamber walls such that a homogeneous coating thickness was provided over the sample fixture. In the present study, three sources 120° apart and equipped with Ti0.33Al0.67 cathodes were used ( Figure  1 ). The chamber walls act as an anode, while an additional annular anode was placed around each cathode. Two different types of substrates were used: cemented carbide WC-12 wt.% Co blank inserts (ISO SNUN120408) and 10 cm × 10 cm iron foils (Goodfellow Cambridge Ltd FE000400, Huntingdon, UK). The substrates were first cleaned in an ultrasonic alkaline bath and then mounted along a vertical line on a single rotating fixture. Next, the fixture was inserted into the deposition system with a resulting substrate-to-cathode distance of 15 cm and evacuated to a base pressure of less than 5 × 10 −4 Pa. Before starting the deposition, the substrates were further cleaned by etching with Ar ions. All the depositions were performed in 3.5-Pa reactive N2 atmosphere while applying a constant negative bias voltage of 60 V, a fixed arc current of 180 A, and a fixture rotation of 3 rpm for a constant deposition time of 125 min. A magnetic system consisted of a combination of three permanent magnet rings, and an additional electromagnetic coil ( Figure 1 ) was used to steer cathode spots. It was placed behind each of the arc sources and outside the grounded vacuum chamber. The strength of the generated magnetic field was varied by applying DC coil currents between 0-2 A, resulting in different magnetic field configurations. The magnetic field at the cathode surface was simulated by using a finite element software (FEMM version 4.2). The validity of the simulated magnetic flux density was confirmed by measuring the magnetic flux density along a straight line from the cathode center to the periphery with a gaussmeter (Lake Shore 421, Westerville, OH, USA) using a flat Hall probe.
Plasma characterization was performed by optical emission spectrometry (OES) using a Mechelle 900 spectrometer (Oxford Instruments, Abingdon, UK) connected to a SensiCam 12Bit CCD camera (PCO, Kelheim, Germany), having a spectral range between 330-1200 nm and a resolving power (λ/Δλ) of approximately 900 [29] . The OES signal was acquired from the outside of the vacuum chamber through a glass viewport using a collimator directed toward the cathode surface. Then, the light was guided to the spectrometer by an optical fiber. Acquisitions were performed by summing 40 frames, each with an exposure time of 100 ms. The following lines were identified and analyzed: neutral Ti (Ti I, 498.17 nm) [30] , neutral Al (Al I, 394.40 nm) [31] , singly ionized Ti (Ti II, 368.52 nm) [32] , singly ionized Al (Al II, 466.30 nm) [31] , doubly ionized Ti (Ti III, 519.34 nm) [33] , the first (B 3 Πg → A 3 Σ + u) and second (C 3 Πu → B 3 Πg) positive system of neutral molecular nitrogen (N2) [34] , and the first negative system (B 2 Σ + u → X 2 Σ + g) from singly ionized molecular nitrogen (N2 + ) [34] .
The arc spot motion on the cathode surface was recorded with a Phantom V90 high-speed camera (Wayne, NJ, USA) using a frame rate of 130 µs, through a viewport positioned at an angle of 45° to the surface normal of the cathode. The plasma plumes were also recorded at an angle close to 90° to the surface normal of the cathode using a Nikon D5000 camera (Nikon, Tokyo, Japan) with an exposure time of 4 ms.
The coating's surface morphology was determined by scanning electron microscopy (SEM) using a Leo 1550 Gemini instrument (Zeiss, Oberkochen, Germany) with a working distance of 5 mm and an acceleration voltage of 5 kV. The coating's composition was determined by using an Oxford X-Max 80 mm 2 energy-dispersive X-ray spectroscopy (EDS) probe attached to the SEM with a working distance of 8.5 mm and an acceleration voltage of 20 kV. A cobalt reference sample and a set of (Ti,Al)N coatings with known compositions (determined by energy elastic recoil detection analysis) were used for energy and sensitivity calibrations. The metal-to-nitrogen ratio was assumed to be one, which has proven to be valid for arc-deposited (Ti,Al)N coatings grown at these N2 pressures [19] . Minor composition deviations between coatings A to F are within the EDX resolution limit (5 at.%) [35] .
The microstructure of the coatings was investigated by transmission electron microscopy (TEM) using a FEI Tecnai G 2 TF 20 UT instrument (Hillsboro, OR, USA) operated at an acceleration voltage of 200 kV. Cross-sectional TEM samples were prepared by means of mechanical grinding and the polishing of thin slabs of the sample mounted in a Ti grid followed by Ar ion beam milling until electron transparency is achieved by using a Gatan Precision Ion Polishing System (Pleasanton, CA, USA). Plan view samples were sectioned with a Gatan Ultrasonic Disc Cutter model 601 and then mechanically polished and Ar ion milled to electron transparency. Recorded TEM micrographs were analyzed with the Gatan DigitalMicrograph TM software (version 3.4).
A PANalytical X'Pert PRO X-ray diffractometer (Almelo, The Netherlands) operated in Bragg-Brentano θ/2θ configuration and using Cu-Kα radiation (0.154 nm) was used for phase determination of (Ti,Al)N powder samples. The powder samples were obtained by dissolving the iron foil substrates in concentrated (37%) hydrochloric acid. The coating flakes were recovered from the solution, washed with deionized water, and manually ground to a fine powder using mortar and pestle.
The residual stress of (Ti,Al)N coatings on WC-Co substrates was evaluated using the sin 2 ψ method [36] of the 200 diffraction peak. An elastic modulus of 427 GPa and Poisson's ratio of 0.25 [37] were used for the stress analysis.
The hardness was determined by an UMIS 2000 nanoindenter (Fischer-Cripps, Sydney, Australia) using a Berkovich diamond tip. Indents were performed on polished tapered cross-sections (~8° tapering angle) using a maximum load of 50 mN. The hardness was extracted from the load-displacement curve using the Oliver-Pharr method [38] . The reported hardness is an average from 30 indentations made on each sample.
Results
The investigated coatings, labeled A to F based on their respective applied coil currents, are shown in Table 1 , together with their compressive residual stress and thickness. A change of the coil current from 0 (coating A) to 2 A (coating F) results in a reduction of the coating thickness from 15.2 (coating A) to 7.5 µm (coating F). The compressive residual stress decreases with increasing coil current from about -4.6 GPa for the sample grown with no coil current (coating A) to −3.4 and −3.6 GPa for coatings grown with a coil current of 1.5 and 2.0 A (coatings E and F), respectively. No difference in the chemical composition was observed between the investigated coatings. Table 1 . Investigated coatings and their respective coil current, coating thickness, and residual stress.
Sample ID Coil Current (A) Coating Thickness (µm) Residual Stress (GPa)
A Figure 2 shows the simulated magnetic flux density for the coil currents of 0 ( Figure 2a ) and 2 A (Figure 2b) , and the trace of the cathode spots for 0 ( Figure 2c ) and 2 A (Figure 2d ) captured by a high-speed camera and obtained by overlaying multiple frames that correspond to one revolution of the spot on the cathode surface. For 0 A (Figure 2a ), the magnetic field lines are parallel to the cathode surface approximately a quarter of the way from the cathode center to its edge, and the magnetic flux density at this region is considerably low. For 2 A (Figure 2b ), the magnetic field lines are parallel to the cathode surface closer to its edge, and the magnetic flux density is higher than for 0 A. In the 2 A coil current case, the magnetic field lines close to the cathode edge appear to be guided toward the annular anode. The cathode spot resides predominantly approximately 35 mm from the cathode center ( Figure 2c ) when no coil current (0 A) is applied and multiple spots are visible in each frame. The latter indicates cathode spot splitting. For a coil current of 2 A (Figure 2d ), the cathode spot appears to be confined closer to the cathode periphery (approximately 75 mm from the center). The information recorded by the high-speed camera (Figure 2c Schematic representation (not to scale) of the cathode, annular anode, and magnetic system (permanent magnet rings and electromagnetic coil) with simulated magnetic flux density for the coil currents of 0 (a) and 2 A (b), the strength of magnetic flux density is proportional to the greyscale color which can be read from (e). The approximate regions where the magnetic field lines are parallel to the cathode surface are indicated by arrows. Images of Ti0.33Al0.67 cathode surfaces during arc evaporation (180 A arc current, 3.5 Pa of N2) were recorded with a high-speed camera placed at 45° with respect to the surface normal and using an exposure time of 130 µs for each frame. In (c), the coil current is 0 A, and the image is the sum of 45 frames, and in (d), the coil current is 2 A coil, and the image is the sum of 71 frames. Figure 3 depicts cross-sectional images of the plasma plume, for a coil current of 0 A is shown in Figure 3a , and for 2 A, it is shown in Figure 3b . A change in coil current from 0 to 2 A results in a reduction of the plasma density. The side view of the plasma plume emanating from the cathode is schematically portrayed for 0 ( Figure 3c ) and 2 A (Figure 3d ) coil currents. The schemes are intended to show the spread of the plasma in a radial fashion toward the cathode edges that takes place as the cathode spots are steered to the cathode surface periphery (Figure 3c,d) with increasing coil current. The changes in plasma density when changing the coil current is represented by the pseudocolor in Figure 3c ,d. Figure 4 shows the deposition rate, burning voltage, and bias current at the substrate holder as functions of the electromagnet coil current of the arc source. The included charge-to-mass ratio (Q/M) is determined as the ratio between the bias current and the deposition rate [28] . The charge-to-mass ratio (Q/M) is related to the ionization degree of the plasma and represents the ionized species involved in the deposition process. In order to compare the Q/M ratio between coatings A-F, their densities need to be similar. The Q/M ratio decreases between coatings A (0 A coil current) and D (1 A coil current). Between 1 and 2 A, the Q/M ratio remains almost constant.
An increase of about 2 V in burning voltage from 0 to 2 A is observed. Growth Modes I and II, as indicated in Figure 4 , are identified by comparing grain size and phase compositions (i.e., the presence of B4 in addition to the B1 phase) of coatings A-F. Figure 5a shows OES results of the plasma for the wavelengths 332-401 and 565-780 nm at different coil currents (0 to 2 A). The emission lines observed are from neutral and singly ionized titanium (Ti I, Ti II), neutral aluminum (Al I), the first (B 3 Πg → A 3 Σ + u) and second (C 3 Πu → B 3 Πg) positive systems of neutral molecular nitrogen (N2), and the first negative system (B 2 Σ + u → X 2 Σ + g) from singly ionized molecular nitrogen (N2 + ). In addition, singly ionized Al (Al II, 466.30 nm) [31] , doubly ionized Ti (Ti III, 467.33 and 519.34 nm) [33] , and doubly ionized Al (Al III, 447.99 and 451.25 nm) [39] were also observed. The line intensities of all the observed species decrease with increasing coil current. Such a decrease is particularly evident for the molecular nitrogen bands shown in Figure  5b . It is well known that cathodic arc plasma contains multiply charged species [40] . Al IV, Ti IV, and Ti V lines that exist in the 10 to 300 nm wavelength range [41] [42] [43] [44] are not observed here due to the absorption of wavelengths below about 330 nm by the viewport glass of the chamber. Additionally, Ti IV lines between 748-770 nm are overlapped by N2 lines and have weak intensities. Figure 6 shows the decrease in optical emission intensity of all plasma species, as the coil current is increased. This decrease indicates that significantly less excitation takes place in Mode II in comparison with Mode I, which is in line with the photographs of the plasma plume (Figure 3a The intensities of the B4 peaks (marked with squares) decrease with increasing the coil current. Coatings D, E, and F (Mode II) exhibit a single phase B1 structure, and the diffractograms from coatings E and F (1.5 and 2 A) are close to identical. No B4 phase was within the detection limit for the X-ray diffraction technique that was found in these samples. The transition from a dual to a single-phase coating structure occurs for a coil current between 0.75-1 A. Cross-sectional and plan view TEM micrographs including selective area electron diffraction (SAED) patterns of coatings A, C, and F are shown in Figure 8 . All coatings display diffuse contrast, which is typical for arc-deposited coatings, caused by the high number of point defects (vacancies and interstitials) [45] . The micrograph of coating A (Figure 8(aii) ) shows nanocrystalline grains slightly elongated in the growth direction. The SAED inset confirms the presence of both B1 and B4 phases. The corresponding plan-view micrograph of coating A shows domains with a globular shape (Figure 8(ai) ). Coating C displays a more elongated (columnar shape) microstructure with coarser domains compared to coating A (Figure 8(bii) ). Similar to the XRD results, the intensity of the SAED from B4 decreases when increasing the coil current, which is consistent with a decrease in the amount of the B4 phase. The plan view of coating C (Figure 8(bi) ) reveals a coarser globular structure compared to coating A (Figure 8(ai) ). Coating F exhibits a dense microstructure consisting of columns in the growth direction, and the SAED shows a single phase (B1) (Figure 8(cii) ). The microstructure of coating F (Figure 8c ) is considerably coarser than coatings A (Figure 8a ) and C (Figure 8b) .
The coatings are all dense without any apparent voids (Figure 8 ). The B4 phase, with approximately 17% lower density than the B1 phase, only exists in small amounts (<10 vol.%) in coatings A, B, and C (Figure 7) . Hence, the assumption of similar densities of all the coatings for measuring the Q/M ratio (see Figure 4 ) is valid. The Q/M ratio reduction by ~12% as the coil current increases from 0 to 2 A is significantly larger than the contribution from the differences in phase composition. Figure 9a shows bright-field and Figure 9b shows dark-field TEM micrographs of coating A. The dark-field image was obtained mainly from the B4 phase showing small crystallites. A highresolution TEM (Figure 9c ) with a fast Fourier transform (FFT) inset (9(ci)) was used to further characterize the B4 phase in the coating. The FFT pattern could be indexed with both B1 and B4 phases. Lattice fringes of the B1 and B4 phases are shown as insets 9(cii) and 9(ciii), respectively. Figure 9d shows the inverse-FFT only selecting the c-111 and c-200 rings. Figure 9e shows the inverse-FFT by selecting w-101 0 and w-0002 rings. Figure 11 shows the as-deposited coating hardness with increasing coil current from 0 (coating A) to 2 A (coating F). The most significant hardness increase takes place between coatings B (0.5 A) and C (0.75 A). The highest hardness values are observed within Mode II. Table 1 ).
Discussion
The deposition flux emanating from a cathodic arc source is known to be highly ionized [46] with a total arc current containing approximately 90% electrons and 10% ions [47, 48] . Since electrons have the lowest inertia among the charged species in the plasma, they are most easily influenced by the magnetic field. In a magnetically steered arc process, the electric field (E) due to the cathode fall and the arc steering magnetic field (B) shown in Figure 2 create an E×B drift current. The E × B drift current has its highest density in regions where the vector product (E × B) is maximum, or in other words, where the magnetic field is parallel to the cathode surface. This leads to an anisotropy in the electric field at the cathode surface [49] . The field emission of electrons is enhanced at the regions where the magnetic field is parallel to the cathode surface, which increases the probability of cathode spot ignition at such regions [50] . This phenomenon is sometimes referred to as the acute angle rule [51] .
In Mode I operation of the present work, the applied magnetic field is parallel to the cathode surface at a position midway from center to its periphery (Figure 2a ). As an effect, this will cause the cathode spots to predominantly ignite midway from cathode center to its edge (Figure 2c ). The splitting of the cathode spot in Mode I (Figure 2c ) indicates that the intrinsic magnetic field generated by the arc in the cathode spot region is stronger than the applied extrinsic arc guiding magnetic field [52] .
However, in Mode II operation, the higher coil current produces a magnetic field that becomes parallel to the cathode surface closer to the cathode periphery ( Figure 2b ) and, as a result, the cathodes spots are ignited closer to the edge (Figure 2d ). Since the magnetic field at such location is about twice as strong as in Mode I (Figure 2a,b) , the cathode spot appears to be confined, and thus no cathode spot splitting is observed. The combination of cathode spots residing closer to the annular anode, a stronger magnetic field, and the magnetic field lines curving toward the annular anode in Mode II guides electrons emanating from the cathode spot more effectively to the annular anode [53] ( Figure  2 ). Due to electron-ion coupling [54, 55] , the ions will also follow the trajectory of the electrons, and thus the plasma plume expands sideways from the cathode in Mode II compared to Mode I ( Figure  3 ). Consequently, a decreased plasma density in the direction toward the substrates is expected, and less of the evaporated flux reaches the substrate position, which explains the lower deposition rate observed in Mode II.
The increase in the cathode spot velocity in Mode II is an indirect indication of a lower plasma density. The lower plasma density in Mode II increases the process impedance, which causes the cathode spot to quench more quickly; in other words, it shortens the dwell time of each cathode spot, which ultimately increases the apparent cathode spot velocity. The burning voltage of the cathode is an indication of the process impedance [56] , while the plasma density has an inverse correlation with the process impedance. The lean plasma in Mode II is expected to increase the process impedance, and hence the burning voltage. The observed increase in burning voltage in Mode II (Figure 4 ) corroborates the deduction that the plasma density in Mode II decreases.
Electron-impact ionization is the predominant source of gas phase ionization [57] , and N2 ionization is known to occur at a significant distance from the cathode [58] . In Mode II, the loss of electrons to the annular anode causes a reduction in the probability of electron-impact ionization events. It suggests a lower N2 ionization in Mode II, which is seen as a 12% reduction of the Q/M values (Figure 4) .
The coatings deposited in Mode I and Mode II show similar composition, which suggests that the plasma composition is similar for both modes, and the main difference is the ionization of the plasma species, as represented by Q/M (Figure 4 ). Under the influence of bias voltage, the ionization degree of the plasma (Q/M) is proportional to the energy delivered at the growth front of the coatings per depositing species. Since Q/M is 12% higher in Mode I compared to Mode II, the energy delivered per species is higher in Mode I than in Mode II, and as discussed above, this difference can be mainly attributed to nitrogen ionization. For the composition of Ti0.33Al0.67N, the enthalpy of formation of the B4 phase is merely 0.02 eV/atom higher than that of the B1 phase, since the Ti/(Ti + Al) ratio of 0.67 is very close to the crossover composition of 0.71 [59] . The higher energy delivered at the coating growth front in Mode I and the small difference in the enthalpies of formation between B1 and B4 lead to a situation where it is possible to nucleate the B4 phase in parallel to the B1 phase ( Figures 5-7) . Such parallel nucleation of the B1 and B4 phases leads to an increased nucleation rate, while the growth of the nuclei is suppressed by additional nuclei forming. This results in fine-grained microstructures of coatings deposited in Mode I, as can be seen in Figures 8 and 9 . The decrease in the Q/M ratio ( Figure  4 ) as the coil current increases (in Mode I) causes a decrease in the amount of the B4 phase ( Figure 7) and an increase of the grain size (Figure 8 ), which is consistent with a lower nucleation rate (lower probability of B4 formation) at the coating growth front. Single-phase B1 coatings are formed (Mode II) when the coil current is high enough to sufficiently reduce the deposition rate and energy delivered to the growth front to inhibit B4 nucleation. The observed detrimental effect of the B4 phase on the hardness ( Figure 11 ) of (Ti,Al)N coatings is well established [60] .
Conclusions
The growth of high Al content (Ti,Al)N coatings was carried out with a modified cathodic arc deposition setup with a magnetic assembly consisted of permanent magnets and an electromagnetic coil located on the backside of the arc source. The additional magnetic field, applied through the electromagnetic coil, ensued:
• the cathode spots to reside at the periphery of the cathode; • the increase in cathode spot velocity; • a decrease in plasma density; • a decrease in the deposition rate, and • a decrease of ionization of the plasma species.
Consequently, two distinct growth modes were identified. In Mode I, with no additional magnetic field, fine-grained dual-phase (B1 and B4) coatings were grown. The presence of the B4 phase was detrimental to the coating's hardness, as observed in Mode I. In Mode II, with an additional magnetic field, a lower energy flux was delivered to the coating's growth front, which reduced surface diffusion and suppressed the formation of the B4 phase. As a result, the growth of coarse columnar-grained single phase (B1) coatings took place in Mode II.
It is concluded that the additional magnetic field generated by the electromagnetic coil offers an effective means to control the microstructure of (Ti0.36Al0.64)N coatings. 
